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A composite material and method are described wherein melted waste, chemically unmodified PET material
and fly ash particles are mixed in a vessel to disperse fly ash particles in the melted PET material. The resulting
mixture then is cooled to solidify the melted PET material to form a composite material having a matrix
comprising PET and dispersoids distributed in the matrix and comprising fly ash particles.
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(57) ABSTRACT 
A composite material and method are described Wherein 
melted Waste, chemically unmodi?ed PET material and ?y 
ash particles are mixed in a vessel to disperse ?y ash 
particles in the melted PET material. The resulting mixture 
then is cooled to solidify the melted PET material to form a 
composite material having a matrix comprising PET and 
dispersoids distributed in the matrix and comprising ?y ash 
particles. 
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COMPOSITE MATERIAL COMPOSED OF 
FLY ASH AND WASTE POLYETHYLENE 
TEREPHTHALATE 
This application claims the bene?ts of US. provisional 
application Ser. No. 60/116,129 ?led Jan. 15, 1999. 
FIELD OF THE INVENTION 
The present invention is related to composite materials 
and methods for their manufacture using recycled, post 
consumer Waste polyethylene terephthalate and ?y ash. 
BACKGROUND OF THE INVENTION 
Recognizing the environmental bene?ts, the production 
and use of Waste materials such as ?y ash and plastics has 
been strongly favored by environmental agencies. High-lime 
?y ash (ASTM Class C ?y ash) is a by-product of coal 
combustion in electric-generating stations that burn loW 
sulfur sub-bituminous and lignite coals. Relatively loW lime 
(ASTM Class F ?y ash) is a by-product of coal combustion 
in electric-generating stations that burn high sulfur anthra 
cite and/or bituminous coals. Millions of tons of ?y ash are 
generated in the United States each year. Currently, the 
greatest volumes of cementitious (high lime) ?y ash are used 
in engineering applications such as concrete products, road 
base materials, and structural ?ll materials. The remaining 
unused ?y ash is usually pumped to sluice ponds or trans 
ported to land?lls as Waste, constituting long-term Waste 
management problems. 
Waste PET plastic is neither environmentally biodegrad 
able nor compostable, Which creates disposal problems. 
Recycling has emerged as the most practical method to deal 
With this problem, especially With products such as PET 
beverage bottles. Currently, a large Waste stream is available 
for recycling applications. In the U.S., estimates indicate 
that production of PET containers Will reach 1.8><106 kg by 
the year 2000, Which is a 55% increase from 1997. Along 
With increases in Waste production, the incentive to develop 
recycling technologies and value added materials becomes 
further desirable. 
An object of the invention is to provide a composite 
material from ?y ash and recycled, post-consumer Waste, 
chemically unmodi?ed polyethylene terephthalate (PET). 
Another object of the invention is to provide a method of 
making composite material using ?y ash and recycled, 
post-consumer Waste, chemically unmodi?ed polyethylene 
terephthalate (PET). 
SUMMARY OF THE INVENTION 
The present invention provides a composite material and 
method Wherein melted Waste, chemically unmodi?ed PET 
material and ?y ash particles are mixed in a container to 
disperse ?y ash particles in the PET material. The resulting 
mixture then is cooled to solidify the melted PET material to 
form a composite material having a matrix comprising PET 
and dispersoids distributed in the matrix and comprising ?y 
ash particles. 
In one embodiment of the invention, the solid Waste, 
chemically unmodi?ed PET material and ?y ash particles 
are premixed and placed in the container for melting of the 
PET material While the mixture is mixed or stirred. 
Alternately, the solid Waste, chemically unmodi?ed PET 
material can be melted in the container, and ?y ash particles 
introduced to the melted PET material With mixture stirred 
or mixed. The mixture of ?y ash and melted PET material 
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2 
can be molded, extruded or otherWise formed to shaped 
articles of manufacture or may be used as a protective 
coating on a substrate. 
The invention envisions use of Waste PET material from 
recycled beverage bottles and other sources. In practice of 
the invention, the recycled Waste PET material is not chemi 
cally modi?ed in any Way prior to melting. The solid 
recycled Waste PET material may be Washed in tap Water 
and shredded or otherWise comminuted prior to melting. 
The invention envisions use of different types of ?y ash 
particles including relatively high lime, cementitious ASTM 
class C and/or relatively loW lime class F type ?y ash. 
Preferably, the ?y ash comprises relatively high lime ASTM 
class C ?y ash and ?y ash With comparable morphological 
characteristics. 
Various amounts of ?y ash up to about 70 Weight % ?y ash 
can be included in the composite material. Preferably, the ?y 
ash content of the composite material is at least 50 Weight % 
and preferably from 50 to 70 Weight %. 
The above objects and advantages of the invention Will 
become more readily apparent from the folloWing detailed 
description taken With the folloWing draWings. 
DETAILED DESCRIPTION OF THE DRAWINGS 
FIG. 1 is a photomicrograph of a composite material With 
high-lime (class C) ?y ash spheroids embedded in PET 
binder matrix pursuant to the invention. 
FIG. 2 is a graph of variation of compressive strength as 
a function of class C ?y ash content of the composite 
material. 
FIGS. 3a and 3b are polariZed re?ective light images at 
60x indicating variation in PET crystal content With ?y ash 
content of 70 Weight % ?y ash (FIG. 3a) and 20 Weight % 
?y ash (FIG. 3b). 
FIG. 4 is a schematic illustration predicting failure 
mechanisms of composite material With FIG. 4a shoWing ?y 
ash inhibiting propagation of crack, and FIG. 4b crack 
propagation around ?y ash spheroid at interface through 
crystalline PET 
FIG. 5 is a graph of variation of split-cylinder tensile 
strength as a function of class C ?y ash content of the 
composite material. 
FIG. 6 is a graph of the effect of class C ?y ash 
concentration on the stress/strain response of the composite 
material. 
FIG. 7 is a photomicrograph of a sheared surface of class 
C ?y ash plerosphere embedded in composite PET binder 
matrix. 
FIG. 8 is a photomicrograph of a tightly bound interface 
of composite material at sheared surface of embedded sand 
grain in the composite material. 
FIG. 9 includes DSC thermograms of remolded PET 
material devoid of ?y ash and composite material With 44.4 
Weight % class C ?y ash content. 
FIG. 10 is a graph of variation of compressive strength as 
a function of class F ?y ash content (dry Weight of the ?y 
ash/PET mixture) before melting and molding. 
FIG. 11 includes x-ray diffractograms of class F ?y ash, 
Waste PET, and composite material including 20 Weight % 
class F ?y ash. 
DETAILED DESCRIPTION OF THE 
INVENTION 
The present invention Will be described ?rst With respect 
to making a composite material using a relatively high lime 
US 6,583,217 B1 
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ASTM class C ?y ash and solid Waste, post-consumer 
recycled PET beverage bottle material. 
Fly ash is produced in electric-generating stations by 
burning ?nely ground coal at about 1500° C. The type of ?y 
ash produced, typically characteriZed as high-lime or loW 
lime, depends on the type of coal burned. For a composite 
material pursuant to one embodiment of the invention, a 
high-lime (ASTM class C) ?y ash Was chosen as the ?ller or 
dispersoid material and Was produced from combustion of 
loW-sulfur, sub-bituminous coal that originated from the 
PoWder River Basin near Gillette, Wyoming. LoW carbon, 
high calcium content and self-cementitious properties char 
acteriZe this ?y ash. The previously reported chemical 
analyses from x-ray ?uorescence are given in Table 1 along 
10 
4 
becoming suf?ciently free ?oWing to permit mold ?lling. In 
addition, these crystalline polymers have a sharp, identi? 
able melting point. In the production of the composite 
material pursuant to the invention, both amorphous and 
partially crystalline PET containers have been utiliZed. 
Since amorphous PET is typically transparent and crystal 
line PET is opaque, the physical difference betWeen the 
amorphous and crystalline PET can be readily observed. 
Mixtures of transparent, opaque and green post-consumer 
PET beverage bottles Were utiliZed in the production of the 
composite material pursuant to the invention Without any 
chemical modi?cation or reaction of the PET material by, for 
example, digesting, transesteri?cation or other chemical 
reaction or modi?cation of the Waste PET bottle material. 
with ?neness and Speci?c gravity 15 The beverage bottles Were acquired through a bottle recy 
cling collection effort in Ames, IoWa. The PET bottles 
TABLE 1 prepared for processing by ?rst rinsing in Warm Water to 
remove any residue. Next, the bottle caps, labels and adhe 
Chernieal Constituents and vhvsical properties Of ?v ash sives Were physically removed. Once Washed and air-dried, 
V1 20 the PET bottles Were shredded to nominal square particle 
a 116 - . . 
NO Properties (3) sizes of 0.5 to 6.1) cm to provide solid Waste recycled PET 
(1) (2) weight percentage particulate material for use in parct1ce of the invention and 
stored in an open container to air dry. Shredding Was 
A Chemical composition - - - - 
— accomplished manually using large shears and sc1ssors. This 
1 Silicon dioxide (sioz) 300 25 simple laboratory recycling and processing operation emu 
2 Aluminum oxide (A1203) 17.0 lated typical commercial PET recycling processes that typi 
3 Femc OXlde (F6203) 6-4 cally consist of the folloWing steps: (1) segregation of the 
4 Sulfur trioxide (S03) 4.5 ~ ~ 
5 Calcium Oxide (cao) 302 bottles, (2) air separation to remove metal and paper, (3) 
6 Magnesium Oxide (Mgo) 7:3 ?otation to remove non-PET ?akes, and (4) ?nal drying. 
7 Phosphorous pentoxide (P205) 0.9 30 Table 2 contains details of some typical mechanical prop 
8 Potassium OXide (K20) O3 erties of virgin PET resin used in the production of PET 
9 Sodium oxide (NaZO) 1.5 10 Titanium Oxide (Tio ) 1 3 beverage bottles. The data Was reported by MacDermott and 
11 Strontium oxide (56) O_4 Shenoy, “Selecting thermoplastics for engineering applica 
12 Barium oxide (BaO) 0.8 tions”, Marcel Dekker, Inc., NeW York, NY, 1997 for virgin 
13 LOI (LOSS On Igmnon) O5 35 PET resin used in the production of beverage bottles Which 
B Physical Properties - - - 
— has a crystall1n1ty that is normally about 25%. 
1 Speci?c gravity 2.68 
2 Finenessa (210/1) 11.5% TABLE 2 
Note: 40 Physical and mechanical properties of PET resin 
3Data from Bergeson et al (1988). Values are averages based on four years 
of sampling. 
‘1 as reported by Bergeson et al. in “Development of a rational characterization 
method of IoWa ?y ash”, IoWa DOT Project HR-286, Engineering Research 
Institute Project 1847", IoWa State University, Ames, IoWa 1988. 
Typically, high-lime (ASTM class C) IoWa ?y ash con 
tains from 20 to 30 Weight percent analytical lime (CaO). 
Physically, ASTM class C ?y ash contains more ?ne and less 
coarse particles than loW-lime (ASTM class F) ?y ash. 
Chemically, ASTM class C ?y ash usually is composed of 20 
to 30 Weight percent crystalline compounds With the remain 
der being amorphous, glassy materials. ASTM class C ?y 
ash comprises spheroidal particles and a typical particle siZe 
distribution (typically from 1 to 25 microns diameter) shoWn 
embedded in the composite material in FIG. 1. In practicing 
the invention, after sampling the ?y ash, the moisture 
content of the ?y ash preferably is maintained at less than 
1% by oven drying the ?y ash to reduce hydration and 
poZZolanic reactions prior to composite production pursuant 
to the invention. 
PET, Which is a thermoplastic polymer, can consist of 
either a completely amorphous structure or a partially crys 
talline structure. The crystalline portion of the PET forms 
because thermoplastics have completely separated mol 
ecules that can crystalliZe by rearrangement and ordering of 
the molecules. Similar to all crystalline solids, this creates an 
internal repeating order of molecules or atoms. Upon heat 
ing, PET and other thermoplastics polymers can melt, 
45 
55 
65 
No. Properties Value Test Method 
(1) (2) (3) (4) 
1 Tensile Strength 154 (MPa) ASTM D-638 
2 Flexural Strength 231 (MPa) ASTM D-79O 
3 Creep Modulus 6895 (MPa) ASTM D-638 
4 Elongation at Break 3 (%) — 
5 Speci?c Gravity 1.56 ASTM D-792 
6 Melting point 254 (O C.) — 
7 Average shrinkage 4-6 (%) ASTM D-955 
Note: 
Data from MacDermott and Shenoy (1997) for virgin polyethylene tereph 
thalate resin With 30% crystallinity. 
In order to manufacture the composite material pursuant 
to the invention and perform mechanical property testing 
described beloW, proportions of ASTM class C dry ?y ash 
and the solid, shredded PET bottle material Were heated, 
homogeniZed, and molded to form testing specimens. Heat 
ing Was accomplished by placing the ?y ash and shredded 
PET material in an open pot or container made of stainless 
steel over an electric burner. During heating, the temperature 
Was controlled betWeen 255 and 265° C. to melt the solid 
PET material, but not to exceed the decomposition tempera 
ture (approximately 270° C.) thereof. While being heated the 
crystalline property of the PET material brought about an 
obvious transition temperature from solid to liquid. The 
mixture of ?y ash and melted PET material Was homog 
eniZed by stirring the mixture With a glass or steel stirring 
US 6,583,217 B1 
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rod, although any mixing or stirring technique can be used 
to this end to disperse the ?y ash particles uniformly 
throughout the melted PET material. The smooth, spherical 
shape of the glassy class C ?y ash spheroids signi?cantly 
contributed to the uniform dispersal of ?y ash and homog 
eniZation of the mixture. The temperature of the ?y ash/PET 
mixture Was measured frequently While heating and mixing 
With a TraceableTM digital thermometer With a type K probe 
from Fisher Scienti?c Co. 
Alternately, the solid Waste, chemically unmodi?ed PET 
material can be ?rst melted in the vessel, and then the ?y ash 
particles can be introduced to the melted PET material With 
the mixture being stirred or mixed While the ?y ash is 
introduced. Other sequences of mixing the ?y ash and 
melted PET also may be employed in practice of the 
invention to provide a uniform dispersal of ?y ash particles 
in the melted PET material. 
Since the mechanical properties of the composite material 
depend strongly on the manufacturing process, the in?uence 
of molding temperatures and cooling rates on the composite 
material Were monitored. Once each mixture of ?y ash and 
PET material Was heated and homogeniZed, each mixture 
Was poured into a variety of preheated, internally polished 
copper right-cylindrical molds to form the speci?ed geom 
etry specimens for testing purposes. The molds Were pre 
heated in an oven to a temperature corresponding to the 
temperature of the ?y ash/melted PET mixture to be received 
in the molds for purposes described beloW in discussion of 
making the class F ?y ash/PET composite material. After 
each ?y ash/melted PET mixture Was poured into each mold, 
the molds Were alloWed to cool in air to room temperature 
for approximately 2 hours to solidify the melted PET mate 
rial and form a composite material having a matrix com 
prising PET and dispersoids distributed in the matrix and 
comprising ?y ash particles, FIG. 1. For mechanical prop 
erty testing purposes, some samples Were cut or machined to 
form ?at parallel ends. 
Class C ?y ash concentration in the composite specimens 
made in the manner described above ranged from 0 to 70 
Weight percent by dry Weight of the total mixture (compos 
ite). For ?y ash concentrations over 50 Weight %, signi? 
cantly increased the mixing time to obtain a homogeneous 
mixture (uniform dispersal of ?y ash in the melted PET). 
Mixtures over 70 Weight % ?y ash Were not possible With 
the above described mixing methods. Upon cooling and 
solidi?cation the melted PET matrix material, the composite 
material pursuant to the invention had a hard, smooth 
texture, light broWn or grey color depending upon ?y ash 
source, and Was nontransparent. 
In practicing the invention, various amounts of ?y ash up 
to about 70 Weight % ?y ash can be included in the melted 
PET material and thus the resulting composite material. 
Preferably, the ?y ash content of the ?y ash/melted PET 
mixture and composite material is at least 50 Weight % and 
preferably from 50 to 70 Weight %. HoWever, the ?y ash 
content can range from as little as about 10 Weight % or less 
and up to about 70 Weight %. 
In manufacture of the composite specimens as described 
above, ?y ash sampling and classi?cation Was conducted in 
accordance With ASTM C 311 and ASTM C 618 procedures, 
(Annual Book of ASTM Standards, 1996). Speci?c gravity 
Was measured utiliZing a helium pycnometer. Compressive 
strength of the composite specimens Was determined accord 
ing to ASTM D 695 procedure at a loading rate of 5 
mm/min. Split-cylinder tensile strength Was performed as 
per ASTM C 496-86 procedure at a loading rate of 5 
mm/min. A material testing system (MTS) Was used to test 
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stress-strain characteristics. Deformation readings Were 
taken at a loading rate of 5 mm/min. Microstructural features 
Were studied utiliZing a Hitachi model S-2460N scanning 
electron microscope and an Olympus BHM polariZed re?ec 
tive light microscope With a Pixera Color CCD color system. 
Differential scanning calorimetry tests Were performed With 
a model 2960 TA Instrument DSC. The samples Were heated 
at a rate of 15° C./min in the temperature range of 50 to 325° 
C. Immersing the samples into boiling Water for 2 hours and 
measuring the change in mass Was used to evaluate Water 
absorption. 
Cylindrical composite specimens With a diameter of 26 
mm and a height of 52 mm Were manufactured for evalu 
ation of compressive and split-cylinder tensile strength. The 
compressive strength results are shoWn in FIG. 2. Compres 
sive strength increased from approximately 77 to 111 MPa 
as ?y ash contents increased from 0 to 65 percent, respec 
tively. The strength gain may be attributed to the increasing 
crystallinity in the PET matrix of the composite material as 
the ?y ash content increases. During molding, the class C ?y 
ash is believed to act as a thermal insulator. This reduces the 
cooling rate and increases the crystallinity of the PET 
material by alloWing the PET molecules to arrange them 
selves in an ordered pattern. As shoWn in FIG. 3, images 
from a polariZed re?ective light microscope shoW that the 
crystallinity increases (indicated by bright colored grains) 
With increasing ?y ash content. During compressive loading, 
the ?y ash particles and crystallinity of the PET matrix at 
interfaces inhibit crack propagation. In addition, solid, 
glassy ?y ash spheroids increase the shear stress area 
betWeen the interface of ?y ash particles and the PET binder 
matrix. FIG. 1 shoWs the fractured surface of a composite 
specimen pursuant to the invention and evidences of strong 
bonding betWeen the ?y ash particles and PET matrix. For 
comparison, the illustrations in FIGS. 4a and 4b depict the 
hypothesiZed variation of PET crystalline boundaries due to 
the ?y ash and a predicted model of crack propagation. In 
FIG. 4a, the ?y ash particle is illustrated as stopping 
(inhibiting) a crack from progressing, While in FIG. 4b, the 
?y ash particle causes the crack to propagate around the 
particle Which increases the stress (energy) required to 
produce an equivalent (effective) crack length in contrast to 
the stress (energy) required With no ?y ash particle present 
in the matrix. 
Due to the lack of complete ?y ash particle coverage When 
?y ash content Was beyond approximately 65 to 70 Weight 
percent ?y ash in the ?y ash/melted PET mixture, the 
compressive strength decreased as shoWn on FIG. 2 at these 
?y ash contents. At high ?y ash concentrations, interfacial 
bonding could possibly be enhanced With increased mixing 
and homogeniZation. Results indicate that at 65 Weight % ?y 
ash content, the compressive strength is 4 to 5 times higher 
than ordinary portland cement concrete. 
The strength of the composite material in tension is an 
important property that greatly affects the extent and siZe of 
cracking at failure. Results of tensile strength tests are 
shoWn in FIG. 5. Tensile strength varied from 3 to 7 MPa for 
class C ?y ash contents of 0 to 70 Weight % With 50 Weight 
% being about optimum. The split-cylinder tensile strength 
far has been found to be proportional to the compressive 
strength f‘C such that: 
fC,=0.4 to 0.7 WE (1) 
Where f6, and f‘C are in units of MPa. 
Over a ?y ash concentration of about 50 Weight %, the 
tensile strength decreased conceivably due to an increased 
area of fracture planes. Despite its plastic nature the com 
US 6,583,217 B1 
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posite tensile strength Was highly variable and Was about 4 
to 6 percent of the compressive strength, Which is compa 
rable to concrete. 
Compressive strength stress-strain curves for composite 
specimens made With ?y ash concentrations of 0, 37.5 and 
70 Weight percent are shoWn on FIG. 6. From this data, it 
Was observed that at 0 Weight % ?y ash content, the 
remolded PET material devoid of ?y ash Was relatively 
ductile. Upon increasing the ?y ash concentration, the 
stiffness of the composite material increased, and the com 
posite material became more brittle. Therefore, given the 
same stress levels, an increased ?y ash content decreases the 
strain at failure. Elastic modulus values of the composite 
specimens ranged from 1185.7 MPa at 0 Weight % ?y ash to 
2252.3 MPa at 70 Weight % ?y ash, Which are on the order 
of 10 times less than that of ordinary portland cement 
concrete. Such properties are advantageous if the composite 
material is considered for use in areas of energy and impact 
attenuation. For ?y ash concentrations C FA betWeen 0 and 60 
Weight %, the elastic modulus of the composite, EC, data 
collected suggests: 
(2.; 
, 
Where EC and fC are expressed in units of MPa and CFA 
expressed as percent dry Weight of the total mixture. 
In the above equations and elseWhere herebeloW, the 
folloWing symbols are used: 
FCI 
F‘C=compressive strength of composite material 
CFA=percent concentration of dry ?y ash by total mass 
EC=modulus of elasticity of composite material 
=split-cylinder tensile strength 
Tm=peak melting temperature 
TC=peak cooling crystalliZation temperature 
AH=change in enthalpy 
Values of average strength, elastic modulus, density, 
Water absorption, and shrinkage of the composite test speci 
mens are shoWn in Table 3. 
TABLE 3 
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The density of the composite test specimen material 
varied from 1.28 to 2.03 g/cm3 for ?y ash content of 0 to 70 
Weight percent. Thermodynamic shrinkage during manufac 
turing decreased from 2.2% With no ?y ash to 0.7 Weight % 
With a 70 Weight % ?y ash concentration. Water absorption 
Was very loW and variable from 0 to 0.9 percent. The ?y ash 
particles, as shoWn on FIG. 1, are actually coated With a thin 
layer of tightly bonded PET matrix material, preventing 
exposure to Water. HoWever, at fractured surfaces, sheared 
cenosphere and plerosphere ?y ash particles and some solid, 
glassy ?y ash spheroids Were exposed and susceptible to 
Water exposure. With this in mind, the cementitious prop 
erties of the high lime-?y ash particles in the composite 
material could be taken advantage of by expanding the 
potential uses of the material. For example, if the composite 
material Was utiliZed in-place of conventional masonry brick 
Where it Would be exposed to mortar, the bond betWeen the 
mortar and ?y ash particles in the composite material could 
increase the overall strength of the masonry system. Overall, 
the loW density and high-lime ?y ash makes it an alternative 
for a variety of construction materials such as light to 
medium Weight concrete aggregate or lightWeight construc 
tion panels. 
As shoWn on FIG. 1, it appears that the high-lime (ASTM 
class C) ?y ash particles Were completely, uniformly dis 
persed and homogeniZed and coated With PET matrix during 
mixing of the ?y ash and melted PET material. FIG. 7 
indicates a tightly bound plerosphere sheared in half along 
a fractured surface. To further investigate the ability of the 
composite material to physically bond and adhere to 
materials, ordinary concrete sand Was mixed With the class 
C ?y ash and melted PET material in the manner described 
above Where the sand and ?y ash Were premixed With solid 
shredded PET bottle material. FIG. 8, shoWs the tightly 
bound interface betWeen a sand grain and the PET matrix of 
the composite material along a fractured surface. The bond 
ing strength of the composite material has been shoWn to 
exceed the shear strength of cenosphere and plerosphere ?y 
ash particles, solid, glassy ?y ash spheroids and common 
concrete sand grains. 
To further study the crystalline behavior of the composite 
material pursuant to the invention and to provide insight into 
Comparative properties of composite material 
Fly Ash Average Experimental Results3 Modulus Water 
Content Compressive Split-cylinder of Absorption 
(Weight Density Strength Tensile Elasticity 2 hr Shrinkage 
No. percentage) g/cm3 (MPa) (MPa) (MPa) (% by Wt) (%) 
<1) <2) <3) <4) <5) <6) <0 <8) 
1 0 1.28 77.4 3.6 1185.7 0.0 2.24 
2 9.1 1.32 80.7 3.7 1229.9 0.9 2.02 
3 16.7 1.38 81.3 4.0 —b 0.6 1.88 
4 23.1 1.43 90.8 5.1 —b 0.3 1.85 
5 28.6 1.48 90.9 3.9 —b 0.3 1.80 
6 33.3 1.52 90.4 4.3 —b 0.8 1.47 
7 37.5 1.57 89.1 5.0 1572.0 0.7 1.42 
8 41.2 1.61 101.3 7.1 —b 0.5 1.44 
9 44.4 1.65 103.0 6.3 —b 0.8 1.54 
10 50.0 1.72 101.7 6.2 2018.4 0.1 1.35 
11 54.6 1.79 107.2 6.6 —b 0.4 1.54 
12 60.0 1.87 106.7 4.5 2248.8 0.5 1.25 
13 64.3 1.93 111.2 5.5 —b 0.5 1.33 
14 68.8 2.01 100.5 _'° _'° 0.2 0.96 
15 70.0 2.03 —b 5.6 2252.3 0.2 0.67 
3Based on tWo or three samples 
bSample Was not tested 
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the effects of ?y ash concentration on PET crystallinity, DSC 
(differential scanning calorimetry) studies in the heating 
(endothermic) and cooling (exothermic) mode Were per 
formed. A sample of remolded PET material With no ?y ash 
and a sample With 44.4 Weight % ?y ash/balance PET Were 
cut from the surfaces of fractured test specimens. The 
average sample Weight Was 7.2 mg. The thermograms are 
shoWn on FIG. 9 and Were used to calculate the peak melting 
temperature Tm, peak cooling crystalliZation temperature TC, 
and the corresponding enthalpy changes AH. The results are 
displayed in Table 4. Note beloW approximately 1500° C. 
the ?y ash particles are inert and do not melt Within the DSC 
test temperature range. 
TABLE 4 
DSC transition temperatures and enthalpy and composite material 
Fly Ash AH-mening 
No. content (%) TM (0 C.) TC (0 C.) (J/g) AHCooling (J/g) 
(1) (2) (3) (4) (5) (6) 
1 0 246.7 205.4 35.7 38.3 
2 44.4 250.4 215.9 27.4 28.8 
The Tm’s for remolded PET material With no ?y ash and 
the composite material With 44.4% ?y ash Were 246.7° C. 
and 250.4° C., receptively. The difference of 3.7° C. is on 
account of the variations in crystallinity induced in the PET 
matrix by ?y ash. As the crystalline structure becomes more 
ordered, Tm Will increase. The remolded PET material With 
no ?y ash consists of a loWer amorphous fraction than the 
44.4% Weight % ?y ash/PET composite material. Therefore, 
due to its crystalline component and more orderly molecular 
structure, the Tm of the composite material With increased ?y 
ash content Will be higher than that of the composite material 
at loW ?y ash concentrations. 
The PET exotherm associated With crystalliZation shifts to 
a loWer temperature With increasing cooling rates. Peak 
cooling crystalliZation temperatures for the remolded PET 
material With no ?y ash and composite material With 44.4 
Weight % ?y ash Were 205.4° C. and 215.9° C., receptively. 
Thus, a relationship exists betWeen the ?y ash concentration 
in the composite material and the PET peak cooling tem 
perature of crystalliZation. The ?y ash in the composite 
material manifests an increase in TC by reducing the cooling 
rate during manufacturing. With this in mind, the in?uences 
of ?y ash and cooling rates during manufacturing could have 
a signi?cant impact on material properties. Some advantages 
of higher crystallinity include greater resistance to organic 
solvents and dynamic fatigue. The cooling rate of the ?y 
ash/melted PET mixture in a mold can be controlled to 
provide the composite material of the invention With a 
selected crystallinity to this end. 
From the above description, the invention provides a 
value added composite material made using high-lime 
(ASTM class C) ?y ash and Waste recycled, chemically 
unmodi?ed PET material. In addition to environmental 
incentives for utiliZation of Waste materials, favorable 
mechanical properties such as loW density, minimal Water 
absorption and high compressive strength create several 
potential uses for the composite material. The cementitious 
properties of the high-lime class C ?y ash at fractured 
surfaces add diversity to potential products and applications 
for the composite material such as masonry brick and 
concrete aggregate. 
The ?y ash in?uences cooling rates and crystallinity of the 
PET binder matrix during cooling, Which alloWs for an 
in?uence of mechanical properties through manufacturing. 
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The crystallinity of PET matrix maybe controlled to in?u 
ence the fracture mechanics of the composite material. 
Further, high-lime class C ?y ash has been found to be 
economical as ?ller in the composite material reducing 
potential manufacturing costs. 
The mixture of ?y ash and melted PET material can be 
conventionally molded, extruded or otherWise formed to 
shaped articles of manufacture, such as building materials 
including bricks, blocks, and the like, light-Weight aggregate 
for concrete, or may be applied to a substrate as a protective 
acid resistant coating. 
The present invention Will be described noW With respect 
to making a composite material using a relatively loW lime 
ASTM class F ?y ash and solid Waste, post-consumer 
recycled PET beverage bottle material. 
The Waste PET material used throughout these experi 
mental tests Was obtained from the City of Columbia Sani 
tary Land?ll Which accepts municipal solid Waste (MSW) 
from a seven-county area in central Missouri. In addition, 
Waste PET Was also obtained through a recycling collection 
effort and from a recycling company. 
The class F ?y ash used throughout this study Was 
obtained from a poWer plant in the St. Louis, Mo. metro 
politan area. The ?y ash is characteriZed as ASTM class F ?y 
ash and is produced When anthracite or bituminous coal is 
burned. Class. F ?y ash generally contains less than 10 
Weight % lime (CaO). The class F ?y ash particles Were 
generally spherical and similar in siZe to portland cement or 
lime. The class F ?y ash included irregular shaped, jagged 
carbon particles in minor amount. The typical chemical 
composition of the ASTM class F ?y ash reported by US. 
DOT is shoWn in Table 5. 
TABLE 5 
Compounds Percent by Weight 
SiO2 54.9 
A1203 25.8 
Fe2O3 6.9 
CaO (Lime) 8.7 
MgO 1.8 
S03 0.6 
See report by US. Department Of Transportation, “Fly Ash 
Facts for HighWay Engineers”, FHWA-SA-94-081, August, 
1995. 
Recycled, post-consumer Waste PET beverage bottles 
Were used. The bottle caps, Which consist of polypropylene 
(PP), and the labels Which consist of combinations of 
paper/plastic and all-plastic, Were removed before shredding 
the PET bottles. The bottles Were shredded to a nominal 
maximum siZe of 1 inch square shapes. The shredded plastic 
Was then Washed and dried by natural venting. Shredding 
Was accomplished manually using large shears and scissors. 
Special care Was taken to remove any portions of the 
beverage bottles Which had label adhesives on them Which 
Would contaminate the sample. 
The ?y ash consisted of suf?ciently ?ne particles that did 
not need to be further reduced. The ?y ash Was dried in an 
oven at 105° C. to 110° C. prior to mixing With the plastic 
and stored in a desiccator. 
The production of the test specimens of the composite 
material involved the same general steps as described above 
for the class C ?y/PET material. That is, the shredded PET 
bottle material and ?y ash Were mixed together at the desired 
mixture proportions prior to heating The ?y ash mixtures 
varied from 0% to 50% by Weight. The material Was mixed 
by hand With a stirring rod in an open heated pot. The pot 
US 6,583,217 B1 
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Was heated by a one burner electric stove. The composite 
material became a ?uid When heated above the melting 
point. The temperature Was measured frequently While heat 
ing and mixing With a TraceableTM digital thermometer With 
a type K probe. The composite material Was mixed through 
out the heating process until the mixture became 
homogeneous, Which Was to be transferred to the mold. 
The observed melting temperature of the shredded PET 
bottle material Without ?y ash ranged from 250° C. to 260° 
C., Which Was consistent With that of PET resin (Modern 
Plastics Encyclopedia, 1992). It Was also observed that the 
PET started fuming substantially When the temperature Was 
higher than 270° C. 
HoWever, the melting temperature of the ?y ash/PET 
mixture Was observed to be from 260° C. to 280° C., and 
only small amounts of fume Were observed When the tem 
perature Was beloW 300° C. 
Once the class F ?y ash/PET material Was heated to melt 
PET and mixed thoroughly, the ?y ash/melted PET mixture 
Was poured from the heated pot into vertical cylindrical 
molds having an inside diameter of 20 mm and a height of 
70 mm. Prior to pouring the melted material into the molds, 
the molds Were oven preheated to about the same tempera 
ture as the mixture so that the material and the mold could 
cool synchronously to achieve a quality product. The com 
posite mixture Was observed to cool almost instantaneously 
on the Wall of the mold if the mold Were not heated. 
Therefore, by preheating the mold, the composite mixture 
Was alloWed to ?oW to the bottom of the mold Without 
blockage. This Was important to reduce void spaces Within 
the product. The addition, internal stresses produced from 
shrinkage Were minimiZed. The composite material shrank 
When cooled such that the test specimens could be easily 
removed from the molds. 
The molded test specimens of the composite material 
Were machined to form right cylinders Whose length Was 
tWice the diameter, to be used as test specimens. Great care 
Was taken in machining the ends so that smooth ?at parallel 
surfaces Were made. The length and diameters Were mea 
sured to be 4010.64 mm and 2010.32 mm using a microme 
ter Which read to the nearest 0.01 mm. Based on the standard 
ASTM D-695 procedure, (Annual Book of ASTM 
Standards, 1996), the compressive strength test Was per 
formed on specimens With ?y ash content ranging from 0% 
to 50% by Weight. The results are shoWn in FIG. 10. 
FIG. 10 shoWs the compression strength tests for ?y 
ash/PET composite material With ?y ash contents ranging 
from 0% to 50% by Weight. For compressive strength, the 
optimum class F ?y ash content appears to be betWeen 40 
Weight % and 50 Weight %. During testing it Was observed 
that the composite material With loW ?y ash content Would 
rupture and shatter Without visible sign of de?ection When 
the ultimate compressive load Was applied. Conversely, the 
composite material With class F ?y ash contents of 40 Weight 
% to 50 Weight % did not shatter, but de?ected and bulged 
When the loading Was applied. This indicates that as the ?y 
ash content increases the ductility of the composite material 
also increases. 
Compressive strengths ranged from 10,800 to 14,100 
lb/in2 (74.46 to 97.22 Mpa) for ?y ash contents of 10 Weight 
% to 50 Weight %, respectively. The compressive strength 
for specimens made from pure Waste PET devoid of ?y ash 
Was approximately 8,800 lb/in2 (60.67 Mpa). Even better 
results Would be expected if an injection molding machine 
Was used to produce the testing specimens. 
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Table 6 sumariZes the results on the properties of the 
composite material made With class F ?y ash and Waste PET 
With different ?y ash contents. 
TABLE 6 
Measured properties of the composite material made of class F ?y 
ash and Waste PET With different ?v ash contents 
Fly ash Shrinkage Density Compressive Water 
content (%) (%) (g/cm°) strength (MPa) absorption (%) 
0 3.9 ND" 61.1 ND" 
10 3.5 1.33 80.2 0.26 
20 3.1 1.34 88.4 0.25 
30 2.9 1.40 86.5 0.36 
40 2.1 1.50 82.1 0.23 
50 0.54 1.58 93.4 0.18 
*Data not measured. 
To investigate possible bonding reaction betWeen the PET 
matrix and the class F ?y ash, x-ray diffraction anaylsis of 
the ?y ash, Waste PET, and composite material including 20 
Weight class F ?y ash Was performed. FIG. 11 includes the 
x-ray diffractograms of the ?y ash, Waste PET, and com 
posite material including 20 Weight class F ?y ash. 
By comparing the plots of the x-ray diffractograms, it 
does not appear that the composite of the PET matrix and the 
?y ash dispersoids (?ller) produced any neW constiutents. 
This Was determined based on the plot of the composite 
material, Which appears to be simply a combination of the 
?y ash plot and PET plot. 
According to the Uniform Building Code Standard 
No.24-1 through 24-9 (1985), the class C/F ?y ash/PET 
composite material pursuant to the invention easily meets 
the minimum requirements of compressive strength for 
concrete building bricks, clay building bricks, halloW and 
solid load bearing concrete masonry units and a variety of 
structural and non-structural tiles. 
Although the invention has been described above With 
respect to certain embodiments, those skilled in the art Will 
appreciate that the invention is not limited to these embodi 
ment and that changes, modi?cations and the like can be 
made Within the scope of the invention as set forth in the 
folloWing claims. 
We claim: 
1. A method of making a composite material, comprising: 
mixing melted Waste, chemically unmodi?ed PET mate 
rial and ?y ash particles to distribute the ?y ash 
particles in said melted PET material, and 
solidifying the melted PET material With the ?y ash 
particles therein to provide a composite material having 
a matrix comprising PET and ?y ash particles distrib 
uted throughout said matrix. 
2. The method of claim 1 Wherein solid Waste, post 
consumer, chemically unmodi?ed PET material and said ?y 
ash particles are mixed together to form a mixture and then 
the mixture is heated in to a temperature to melt said PET 
material. 
3. The method of claim 2 including comminuting said 
solid Waste, post-consumer PET material to provide Waste 
PET particles that are mixed With said ?y ash particles to 
form said mixture. 
4. The method of claim 3 Wherein said solid, Waste, 
post-consumer PET material comprises beverage bottles that 
are comminuted. 
5. The method of claim 1 Wherein said ?y ash particles 
comprise spheroidal particles. 
6. The method of claim 5 Wherein said ?y ash particles 
comprise relatively high lime ?y ash. 
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7. The method of claim 6 wherein said ?y ash particles 
comprise Class C ?y ash. 
8. The method of claim 1 Wherein said ?y ash particles 
comprise relatively loW lime ?y ash. 
9. The method of claim 8 Wherein said ?y ash particles 
comprise Class F ?y ash. 
10. The method of claim 1 Wherein at least about 50 
Weight % of said mixture comprises said ?y ash particles. 
11. The method of claim 10 Wherein said mixture com 
prises about 50 Weight % to about 70 Weight % of said ?y 
ash particles. 
12. The method of claim 1 including shaping the melted 
PET material With ?y ash particles therein and solidifying 
said melted PET material. 
13. The method of claim 12 Wherein the melted PET 
material With ?y ash particles therein are introduced into a 
mold and cooled beloW the melting point of said PET 
material. 
14. The method of claim 11 Wherein the cooling rate of 
said melted PET material in said mold is controlled to 
provide said composite material With a selected crystallinity. 
15. Composite material having a matrix comprising PET 
and ?y ash particles distributed in said matrix. 
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16. The material of claim 15 Wherein said matrix com 
prises chemically unmodi?ed PET material. 
17. The material of claim 15 Wherein said ?y ash particles 
comprise spheroidal ?y ash particles. 
18. The material of claim 15 Wherein said ?y ash particles 
comprise relatively high lime ?y ash. 
19. The material of claim 18 Wherein said ?y ash particles 
comprise Class C ?y ash. 
20. The material of claim 15 Wherein said ?y ash particles 
comprise relatively loW lime ?y ash. 
21. The material of claim 20 Wherein said ?y ash particles 
comprise Class F ?y ash. 
22. The material of claim 15 Wherein at least about 50 
Weight % of said material comprises said ?y ash particles. 
23. The material of claim 22 Wherein said material 
comprises about 50 Weight % to about 70 Weight % of said 
?y ash particles. 
24. A molded body comprising the composite material of 
claim 15. 
25. The body of claim 24 Which is injection molded. 
26. A coating on a substrate Wherein said coating com 
prises the composite material of claim 15. 
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